. UV-visible spectra during dioxygenation of 1 catalyzed by SibV at the indicated pHs. Reaction between 1 (1.0 mM) and SibV (4.9 µM) was performed in sodium phosphate (250 mM) at pH 6.0, 7.0 and 8.0 or glycine-NaOH (250 mM) at pH 9.0. Scans were recorded every 20 sec for a total of 120 sec. The A max at 414 nm increased and, when detected, the A max at 378 nm increased and subsequently decreased over time. Figure S6 . UV-visible spectra monitoring interconversion of 3a and 2, the reversible hydrolysis product formed under acidic conditions. A) Absorbance were recorded after no more changes were observed after 3a (7.5 µM) was incubated under the indicated pH conditions. Each absorbance spectrum represents an average of three independent determinations. B) 3a (15.0 µM) in sodium phosphate (20 mM) at pH 8.0 was acidified to pH 4.0 and re-exposed to pH 8.0 to confirm the reversibility of the hydrolysis reaction. After each treatment, a UV-visible spectrum was recorded after no more changes were observed. re-exposed to pH 8.0 Figure S7 . Annotated 1 H NMR spectrum of 2 formed by acid catalyzed hydrolysis of 3a (400 MHz, 10% D2O, H2O suppression with presaturation). The inset shows a UV-visible spectra of 2 and its decay at 1 h intervals including spectra, indicated in blue and red, that show the state of 2 during the first and last NMR scan, respectively. Figure S8 . UV-visible spectra during dioxygenation of 1 catalyzed by Orf12 under the indicated pH conditions. Reaction between 1 (1.0 mM) and Orf12 (4.9 µM) was performed in sodium phosphate-citrate (250 mM) at pH 5.0, sodium phosphate (250 mM) at pH 6.0 and 7.0 or glycine-NaOH (250 mM) at pH 9.0. Scans were recorded every 20 sec for a total of 120 sec. The A max at 414 nm increased and, when detected, the A max at 378 nm increased and subsequently decreased over time. k decay at 25 °C = -0.019 + 0.003 hr -1 k decay at 37 °C = -0.028 + 0.004 hr -1
